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(54) Low-voltage organic light-emitting device 

(57) A low-voltage organic light-emitting device has 
a light-transmissive hole-injecting electrode on a light- 
transmissive substrate, and formed over the hole-inject- 
ing electrode, in sequence, an organic hole-transporting 
layer, an organic light-emitting layer, a bi-layer interfa- 



clal structure, an electron-transporting layer having an 
electron affinity higher than an electron affinity of the 
light-emitting layer, and an electron-injecting electrode. 
The bi-layer interfadal stmcture provides effective elec- 
tron transport firom the electron-transporting layer to the 
light-emitting layer. 
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Description 

[0001] The present invention relates generally to or- 
ganic lighit-emitting devices and particularly to a low- 
voltage organic light-emitting device. 5 
[0002] In a normal configuration of an organic light- 
emitting device, the device structure comprises, in se- 
quence, a glass support, a transparent conductive hote- 
Injecting electrode, an organic hole-transporting layer, 
an organic light-emitting layer, an organic electron- to 
transporting layer, and an electron-injecting electrode. 
In order to operate this device at desirably low-voltage, 
the electron-transporting material is required to have a 
high electron mobility. However, most effective electron- 
transporting materials possess a comparably large elec- ^5 
tron affinity whereas materials commonly used to form 
the light-emitting layer have a lower electron afTinity. 
thus blocking or impeding electron transport from the 
electron-transporting layer Into the light emission layer. 
Therefore, interfacial modification between the electron- 
transporting layer and the light-emitting layer is impor- 
tant to achieve improved electron transport from the 
electron-transporting layer into the light-emitting layer. 
[0003] Furthermore, aluminum chelate (Alq) materi- 
als that can be used In forming the organic electron- 
transporting layer have a relatively low electron mobility 
reported to be as low as 1 .4 x 1 cm^/Vs at an electric 
field of 4x 10^ V/cm. Thus, even if both the hole-injecting 
electrode and the electron-injecting electrode were in- 
jecting respective electrical charge carriers perfectly in- 
to the hole-transporting and electron-transporting layers 
respectively, the low electron mobility of Alq becomes a 
limiting factor in an effort to reduction of the voltage ap- 
plied between the two electrodes in order to provide ef- 
ficient operation of the organic tight-emitting device. In 
practical applications of such devices, it is very impor- 
tant to operate them at low-voltages and corresponding 
low power consumption. Moreover, the lowering of op- 
erating voltage and power consumption would also lead 
to improved device operational stability by reducing heat 
generation. 

[0004] Various efforts have been made to develop im- 
proved electron-transporting materials. For example, 
Hamada and others reported in AppL Phys. Lett. 71, 
3338 (1997) that bis(5-hydroxyflavonato)beryllium has 
a better electron transport feature than Alq. However, a 
voltage of 8V was still required to generate a luminance 
of 2000-3000 cd/m^ in an organic light-emitting device 
using this material in an electron-transporting layer. 
[0005] Kido and Matsumoto reported in AppL Phys. 
Lett, 73, 2866 (1998) about a lithium-doped Alq layer as 
an electron-transporting layer having an increased elec- 
tron conductivity compared to undoped Alq. However, it 
is generally believed that lithium diffuses readily in most 
organic materials and such lithium diffusion would cre- 
ate non-radiative recombination centers, thus shorten- 
ing the device lifetime. This deariy indicates the impor- 
tance of searching for an effective and stable electron 



transporting material to replace Alq in order to provide 
a low-voltage organic light-emitting device. 
[0006] It is an object of the present invention to pro- 
vide a low-voltage organic light-emitting device. 
[0007] It is another object of the present invention to 
provide a low-voltage organic light-emitting device hav- 
ing an improved electron-transporting layer. 
[0008] It is a further object of the present invention to 
provide a low-voltage organic light-emitting device hav- 
ing a bt-layer interfacial structure formed between the 
electron-transporting layer and an organic light-emitting 
layer so as to provide effective electron transport from 
the electron-transporting layer to the organic light-emit- 
ting layer. 

[0009] These objects are achieved in a low-voltage 
organic light-emitting device, comprising: 



a) a substrate; 

b) a hole-injecting electrode formed over the sub- 
20 strata; 

c) an organic hole-transporting layer formed over 
the hole-injecting electrode; 

d) an organic light-emitting layer formed over the 
hole-transporting layer, the organic light-emitting 

25 layer being an n-type semiconductor characterized 
by an electron affinity and an electron mobility; 

e) a bMayer interfacial structure formed over the or- 
ganic light-emitting layer, 

f) an electron-transporting layer formed over the bi- 
30 layer interfacial structure, the electron-transporting 

layer being an n-type semiconductor characterized 
by an electron affinity and an electron mobility which 
are higher than the electron affinity and the electi-on 
mobility of the organic light-emitting layer wherein 
35 the bi-layer intertecial structure provides effective 
electron transport from the electron-transporting 
layer to the organic light-emitting layer; and 

g) an electron-injecting electrode formed over the 
electron-transporting layer. 

40 

FIG. 1 shows a schematic cross section of an or- 
ganic light-emitting device constructed in accord- 
ance with recent prior art; 

FIG. 2 is a schematic cross section view of a low- 
45 voltage organic light-emitting device constructed in 
accordance with the present invention, and having 
a bi-layer interfacial structure disposed between an 
organic light-emitting layer and an electron-trans- 
porting layer; 

50 FIG. 3 shows in graphic form current-voltage rela- 
tionships of the prior art device of FIG. 1 and of tiie 
inventive device of FIG. 2; 

FIG. 4 shows in graphic form a relationship between 
luminance and current density for the prior art de- 
55 vice of FIG. 1 and for the inventive device of FIG. 
2; and 

FIG. 5 shows in graphic form a relationship between 
luminance and drive voltage for the prior art device 
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of FIG. 1 and for the inventive device of FIG. 2. 

[0010] FIGS. 1 and 2 are necessarily of a schematic 
nature, since thicknesses of the individual layers are too 
thin, and thickness differences of the various elements s 
too great to permit depiction to scale or to permit con- 
venient proportionate scaling. 

[0011] In order to more fully appreciate the construc- 
tion and performance of the low-voltage organic light- 
emitting device of the invention, the prior art organic io 
light-emitting device 100 of FIG. 1 will be described. 
[0012] • Elements and features common to the prior art 
device and the inventive device of FIG. 2 have corre- 
sponding numeral designations. 

[0013] In FIG. 1 , an organic light-emitting device 100 is 
has a light-transmissive substrate 102 on which is 
formed a light-transmissive hole-injecting electrode 
104. The substrate 102 can be glass or quartz, and the 
electrode 104 Is preferably a thin layer of indium tin ox- 
ide (ITO) formed over the substrate 102. An organic 
hole-transporting layer 110 is formed over the hole-in- 
jecting electrode 104, an organic light-emitting layer 120 
is formed over the organic hole-transporting layer 110, 
and an organic electron transporting layer 140 is formed 
over the light-emitting layer 120. Finally a electron in- 
jecting electrode 150 is deposited over the electron- 
transporting layer 140. 

[0014] The organic light-emitting device 100 is oper- 
ated by applying an electrical potential (not shown) be- 
tween the electron-injecting electrode 1 50 and the hole- 
injecting electrode 1 04 such that electrode 1 50 is at a 
more negative potential with respect to the electrode 
104. In this case, electrons (negative charge carriers) 
are injected from the electrode 150 through the organic 
electron-transporting layer 140 into the organic light- 
emitting layer 120. Simultaneously, holes (positive 
charge carriers) are injected from the electrode 104 into 
the organic hole-transporting layer 110. The electrons 
and holes recombine in the light-emitting layer 120 near 
the interface between the layer 110 and 120. This elec- 
tron-hole recombination results in light emission from 
the layer 120. Light is emitted from the device through 
the light-transmissive electrode 104 and through the 
light-transmissive substrate 1 02. 
[0015] The organic materials from which the layers 
110,120. and 140 are formed can be selected from 
among materials (configurations of layers, and pre- 
ferred layer thicknesses of conventional organic light- 
emitting devices) such as those described in US-A- 
4.356.249; US-A-4.539.507; US-A-4.720.432; US-A- 
4.885.221; US-A-4.769,292; US-A-5.047.687; US-A- 
5.059.862; and US-A-5,061 ,569. 
[0016] The organic layers 110, 120, and 140 as well 
as the electron-injecting electrode 150 can be formed 
by well known vapor deposition techniques. 
[0017] The color or hue of light emitted from the de- 
vice 100 during operation can be selected by incorpo- 
rating a fluorescent organic material into a portion of the 



organic light-emitting layer 120. During operation of the 
device 100, the organic hole-transporting layer 110 
transports positive charge carriers (holes) from the hole- 
injecting electrode 104 towards the light-emitting layer 
120. Accordingly, the layer 110 functions as a p-type 
semiconductor. Simllariy. the organic electron-trans- 
porting layer 140 transports negative charge carriers 
(electrons) injected from the electrode 150 towards the 
light-emitting layer 120. Accordingly, the layer 140 func- 
tions as an n-type organic semiconductor. 
[001 8] Tuming to FIG. 2. tiie low-voltage organic light- 
emitting device 200 of tiie invention has a light-trans- 
missive substrate 202. a light-transmissive hole-inject- 
ing electrode 204 formed over the substrate, and an or- 
ganic hole-transporting layer 210 formed over the hole- 
injecting electrode 204. An organic light-emitting layer 
220 is formed over the hole-transporting layer 210. sul>- 
stantially identical to the light-emitting material from 
which the organic light-emitting layer 1 20 of the prior art 
device 100 is formed. The organic light-emitting layer 
220 can contain a fluorescent material, also referred to 
as a dopant, to select the color or hue of light emitted 
by the device, or it can be a layer formed of undoped 
electron-transporting material. During operation of the 
inventive device 200. electron-hole recombination in the 
light-emitting layer 220 results in light emission, as de- 
scribed previously. 

[0019] A bl-layer interfacial structure 230 comprises 
an alkali fluoride interfacial layer 232. preferably a lithi- 
um fluoride layer, formed by vapor deposition over and 
in contact with the organic light-emitting layer 220, and 
an aluminum interfacial layer 234 formed by vapor dep- 
osition over the interfacial layer 232. Other alkali fluo- 
rides useful in forming the interfacial layer 232 include 
sodium fluoride, potassium fluoride, rubidium fluoride, 
and cesium fluoride. A preferred thickness of the alkali 
fluoride interfacial layer is in a range of 0.1 to 1 .5 nm. A 
preferred thickness range of the aluminum interfacial 
layer is 0.1 to 2 nm. 

[0020] An electron-transporting layer 240 is formed 
over and in contact with the aluminum interfacial layer 
234. An electron-injecting electrode 250 is formed by va- 
por deposition over the electron-transporting layer 240. 
[0021 ] It has been recognized, as indicated in the sec- 
tion "Background of the Invention" that election trans- 
port through electron-transporting layers, such as the 
layer 140 of the prior art device 100, is limited by a low 
electron mobility, particularty at layer thicknesses of the 
organic electron-transporting layer 140 which are typi- 
cally in a range of 30 to 100 nm. Thus, it has been con- 
templated to find an electron-ti-ansporting material, that 
is an n-type semiconductor having Improved electron- 
transport properties (for example, improved electron 
mobility) for construction of the electi'on-transporting 
layer. It has now been found unexpectedly that metal- 
containing phthalocyanine materials have substantially 
improved electron-transporting properties compared to 
previously used aluminum chelate materials such as, for 
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example, aluminum trisoxine materials. Copper 
phthalocyanine is a particularly preferred material for 
forming the electron-transporting layer 240 of the light- 
emitting device 200 In accordance with the present in- 
vention. Another highly preferred material for fonming 5 
the electron-transporting layer 240 Is zinc oxide when 
prepared to be oxygen-deficient (denoted in abbreviat- 
ed form as ZnO^.^)* 

[0022] Although electron-transporting layers formed 
from copper phthalocyanine or from zinc oxide showed io 
substantially improved electron-transporting properties 
in isolated layers between electrodes, the performance 
of such electron-transporting layers appeared substan- 
tially reduced when such layers were formed directly 
over an organic light-emitting layer constructed from an is 
aluminum trisoxine material, such as the light-emitting 
layer 220. It was then recognized that a potential barrier, 
also known as an energy level barrier, was likely to be 
formed at the interface between the improved electron- 
transporting layer and the light-emitting layer. Such bar- 20 
rier against effective electron-transport from one n-type 
semiconductor (copper phthalocyanine or zinc oxide) in- 
to a second n-type semiconductor (aluminum trisoxine) 
could be attributed to a substantially higher electron af- 
finity of copper phthalocyanine or of zinc oxide, com- 25 
pared to an electron affinity of the aluminum trisoxine. 
[0023] It was then discovered that a bi-tayer interfacial 
structure 230, interposed between the improved elec- 
tron-transporting layer 240 and the organic light-emit- 
ting layer 220 provided for effective electron transport 30 
from the electron-transporting layer 240 across the in- 
terfacial structure 230 into the light-emitting layer 220. 
As will become apparent from a review of device oper- 
ational results shown in FIGS. 3, 4, and 5, the combina- 
tion of an improved electron-transporting layer 240 with 
a bi-layer interfacial structure provides an organic light- 
emitting device which can be operated at low drive volt- 
ages. 

EXAMPLES 40 

[0024] The following examples are presented for a 
further understanding of the invention. For purposes of 
brevity, the materials and layers formed therefrom will 
be abbreviated as given below: 45 

NPB: 4,4 -bis-[1 -naphthyl)-N-phenylamino]-bi-phe- 
nyl; used in forming the hole-transporting lay- 
ers 110. 210 

Atq: tris(8-quinotinato-N1,08)-aluminum. also so 
known as aluminum trisoxine; used in forming 
the light-emitting layers 1 20 and 220 as well as 
the electron-transporting layer 140 

LiF: lithium fluoride; used in forming the interfacial 

layer 232 ss 

Al: aluminum; used in forming the interfacial layer 
234 

CuPc: copper phthalocyanine; used in forming the 



electron-transporting layer 240 
MgAg: magnesiumisilver at a ratio of 10:1 by volume; 
used in forming the electron-injecting elec- 
trodes 150 and 250 

I. Preparation of the prior art organic light-emitting 
device (see FIG. 1): 

[0025] 

a) a light-transmissive ITO-coated glass plate was 
ultrasonicated in a commercial detergent, rinsed in 
deionized water, degreased in toluene vapor, and 
contacted by a strong oxidizing agent; 

b) a 90 nm thick NPB hole-transporting layer was 
deposited on the ITO by conventional thermal vapor 
deposition; 

c) a 75 nm thick Alq electron-transporting layer was 
deposited over the NPB layer by conventional ther- 
mal vapor deposition; 

d) g) a 200 nm thick MgAg electron-injecting elec- 
trode was deposited over the Alq layer by conven- 
tional thermal vapor co-deposition from two sources 
(Mg and Ag). 

[0026] The at>ove structure of this prior art device is 
abbreviated in FIGS. 3, 4, and 5 as 



NPB(90)/Alq(75)/MgAg 

II. Preparation of the low-voltage organic light-emitting 
device (see FIG. 2): 



35 [0027] 



a) a light-transmissive ITO-coated glass plate was 
ultrasonicated in a commercial detergent, rinsed in 
deionized water, degreased in toluene vapor, and 
contacted by a strong oxidizing agent; 

b) a 120 nm thick NPB hole-transporting layer was 
deposited on the ITO by conventional thermal vapor 
deposition; 

c) a 35 nm thick Alq light-emitting (and electron- 
transporting) layer was deposited over the NPB lay- 
er by conventional thermal vapor deposition; 

d) a 0.3 nm thick LiF interfacial layer was deposited 
over the Alq layer by conventional thermal vapor 
deposition; 

e) a 0.6 nm thick Al interfacial layer was deposited 
over the LiF interfacial layer by conventional ther- 
mal vapor deposition; 

f) a 40 nm thick CuPc electron-transporting layer 
was deposited over the Al interfacial layer by con- 
ventional thermal vapor deposition; and 

g) a 200 nm thick MgAg electron-injecting electrode 
was deposited over the CuPc layer by conventional 
thermal vapor co-deposition from two sources (Mg 
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transporting layer being an n-type semiconduc- 
tor characterized by an electron affinity and an 
electron mobility wfiich are fiigher than the elec- 
tron affinity and the electron mobility of the or- 

5 ganic light-emitting layer wherein the bi-layer 

interfacial structure provides effective electron 
transport from the electron-transporting layer to 
the organic light-emitting layer; and 
g) an electron-injecting electrode formed over 

10 the electron-transporting layer. 

2. The low-voltage organic light-emitting device of 
claim 1 wherein the substrate and the hoiennjecting 
electrode are light-transmissive. 

15 

3. The low-voltage organic light-emitting device of 
claim 1 wherein the organic light-emitting layer in- 
cludes a metal chelate material. 

20 4. The low-voltage organic light-emitting device of 
claim 3 wherein the metal chelate material Includes 
aluminum trisoxine. 

5. The low-voltage organic light-emitting device of 
25 claim 1 wherein tiie electron-transporting layer in- 
cludes a metal-containing phthalocyantne material. 

6. The low-voltage organic light-emitting device of 
claim 5 wherein tiie a metal-containing phthalocya- 

30 nine material includes copper phthalocyanine. 

7. The low-voltage organic light-emitting device of 
claim 1 wherein the bi-layer interfacial structure in- 
cludes a thin layer of an alkali fluoride in contact with 

35 the organic light-emitting layer and a thin layer of 
aluminum formed over the alkali fluoride layer and 
in contact with the electron-transporting layer. 



and Ag). 

[0028] The above structure of this low-voltage device 
is abbreviated in FIGS. 3, 4, and 5 as 

NPB(1 20)/Alq(35)/UF/AI/CuPc(40)MgAg 

[0029] Each of the organic light-ernitting devices was 
tested by applying a variable drive voltage between the 
device electrodes such that the ITO hole-injecting elec- 
trode (104. 204) was positive with respect to the corre- 
sponding electron-injecting electrode (150. 250). 
[0030] FIG. 3 shows a current density-drive voltage 
relationship for the device of the present invention (trace 
a) and for the prior art device (trace b). It is evident that 
the inventive device requires substantially lower drive 
voltages to achieve a particular current density tiian the 
prior art device. 

[0031] FIG. 4 shows a luminance-current density re- 
lationship for the device of the present invention (trace 
a) and for the prior art device (trace b). In this presen- 
tation, the inventive device exhibits a luminance at each 
current density which is almost identical to the lumi- 
nance of the prior art device. 

[0032] FIG. 5 shows a luminance-drive voltage rela- 
tionship for the device of the present invention (trace a) 
and for the prior art device (trace b). The low-voltage 
perfomnance (and attendant reduced power consump- 
tion and/or power dissipation) of the inventive low-volt- 
age organic light-emitting device is cleariy evident. 
[0033] Other features of the invention are included be- 
low. 

[0034] The low-voltage organic light-emitting device 
wherein the alkali fluoride layer has a thickness in a 
range of from 0.1 to 1.5 nm. and the aluminum layer has 
a thickness in a range of fix>m 0.1 to 2 nm. 



Claims 

1. A low-voltage organic light-emitting device, com- 
prising: 

a) a substrate; 

b) a holennjecting electrode formed over the 
substrate; 

c) an organic hole-transporting layer fonmed 
over the hole-injecting electrode; 

d) an organic light-emitting layer fonmed over 
the hole-transporting layer, the organic light- 
emitting layer being an n-type semiconductor 
characterized by an electron affinity and an 
electron mobility; 

e) a bi-layer interfacial structure formed over 
the organic light-emitting layer; 

0 an electron-transporting layer formed over 
the bi-layer interfacial structure, the electron- 



8. The low-voltage organic light-emitting device of 
40 claim 7 wherein the alkali fluoride layer includes 

some of lithium fluoride, sodium fluoride, potassium 
fluoride, rubidium fluoride, and cesium fluoride. 

9. The low-voltage organic light-emitting device of 
45 claim 7 wherein the alkali fluoride layer includes litii- 

ium fluoride. 

10. The low-voltage organic light-emitting device of 
claim 1 wherein the electron-transporting layer in- 

50 eludes a layer of oxygen-deficient zinc oxide. 
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FIG. 3 



7 



EP 1 160 891 A2 



4000 



5500- - 




CURRENT DENSITY (mA/cm^) 
FIG. 4 



8 



EP1 160 891 A2 

/CXX)Ot 



E 



UJ 

o 



3 




DRIVE VOLTAGE (V) 
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